Introduction
Rice husk (RH) as an abundant biowaste with low combustion value and damage to the environment can bring the issue of its sustainable utilization. [1] However, RH can be converted to biofuels (e.g., syngas) through the pyrolysis at high temperatures. [2] [3] [4] [5] RH is mainly composed of lignin (20-30%), holo-cellulose (55-65%), SiO 2 (15-20%) , and extracts (2-5%), which can be regarded as a natural organic-inorganic composite. [6, 7] Therefore, carbonization or activation of the lignin-rich biomass (e.g., RH) in an inert atmosphere can yield highly porous carbons with large specific surface areas. [8, 9] The conventional activation includes physical activation, [10, 11] 
Results and Discussion

Yield of Activated Biocarbons
The yields of activated biocarbons are shown in Figure 1 . It can be seen that the yield of activated biocarbon decreased with the increase of the pyrolysis temperature. Two-step pyrolysis can produce high yields of the activated biocarbons compared to one-step pyrolysis. At 750 °C, the yield of AB2-1-750 (19.4%) is higher than that of AB1-1-750 (2.5%). Moreover, the yield of the activated biocarbon decreased with the increase of the mass ratio of KOH and RH. A highest yield (41%) of biochar can be achieved in AB2-0-750. It may be caused by the enhancement of KOH for carbon decomposition (Equations (1)-(4)). [27] KOH and K 2 CO 3 had significant effects on developing the surface area and porosity of carbon at different activation temperatures [27, 28] 6KOH C 2K 2K CO 3H 2 3 2
Characterization of Activated Biocarbons
N 2 -Sorption Isotherm
The process of adsorption is studied via graphs known as adsorption isotherm. It is the graph between the amounts of adsorbate (x) adsorbed on the surface of adsorbent (m) and pressure (P) at a constant temperature. The adsorption isotherms include Freundlich, Langmuir, and Brunauer-Emmett-Teller (BET) theory. The N 2 -sorption isotherm is extensively applied for characterization of surface areas and pore structures. [29] As shown in Figure 2A , AB2-3-750 showed the type II adsorption isotherm. Under the lower relative pressure (P/P 0 ), the adsorption capacity increased rapidly, indicating that the mesoporous carbon possessed many internal microporous structures. The adsorption capacity can increase with the increase of the relative pressure, but the hysteresis loop was not observed remarkably. Additionally, AB1-1-450 and AB2-0-750 were the type II adsorption isotherms. It indicated the samples presented many mesopores. However, AB1-1-750 and AB2-1-750 were type IV without the remarkable hysteresis loop. Accordingly, the calculated specific surface areas (S BET ) are given in Figure 2B . It could be found that AB2-3-750 had the highest specific surface area (S BET = 2138 m 2 g
−1
). In general, the specific surface area increased with the increase of pyrolysis temperature and KOH amount. Furthermore, the pore size distribution was obtained ( Figure 2C ). The pores in activated biocarbons were the microporous and mesoporous structures (mostly <10 nm). These results indicated that the activated biocarbons were favorable for the enhancement of adsorption capacity by providing sufficient adsorption sites.
Scanning Electron Microscope (SEM) Analysis
The microstructures of activated biocarbons were characterized by SEM analysis. As shown in Figure 3A , the outer epidermis of RH char derived from one-step pyrolysis was covered with a uniform corrugated structure like the original RH. It was so-called the "ascular bundle structure" with nanosilica on the surface, which acted as a natural template for the synthesis of porous carbons. [6] With the increase of the pyrolysis temperature and time, the ridgy structure became more obvious ( Figure 3B ). Without the KOH activation, AB2-0-750 also showed abundant porous structures on the biochar surface ( Figure 3B ), most likely caused by the devolatilization of RH. However, the specific surface area of AB2-0-750 was still low without the KOH activation to form the new pores. Indeed, the biochar can be further decomposed using the KOH activation acutely via two-step pyrolysis ( Figure 3C ). It was seen that many new macropores were formed on the outer surface of biocarbons ( Figure 3C ,D). Consequently, these macropores contributed to the formation of new meso-and micropores in the internal surface. Hence, the interconnected open meso-and microporous structures can promote the mass transfer of phenol, resulting in the improvement of adsorption capacity.
IR Analysis
Besides the porosity properties, the configuration of functional groups on the surface is considered another important Global Challenges 2018, 2, 1800043 factor that determines the adsorption behavior of the porous carbon adsorbents. The IR spectrum of activated biocarbons in Figure 4A showed the stretching vibrations of OH and NH (3428 cm −1 ), CH (2921 cm −1 ), CO and CN (1591 cm −1 ), and CO (1045 cm −1 ). In particular, the out-of-plane vibration of COOH (carboxylic acid) occurred at 799 cm −1 . It may be attributed to the formation of carboxylic acids during the RH pyrolysis. Meanwhile, the OH, CO, and CO groups are probably contributed from the etching effect of KOH on porous carbon networks during the activation process. [29] After the adsorption process, the surface functional groups had no obvious changes ( Figure 4B ). Small peaks at 670 cm −1 occurred, indicating the bending vibration of CH bond. In addition, the OH bond at 3386 cm −1 appeared a weak vibration. These results suggested that the adsorbed phenol can influence the functional groups on the surface.
Adsorption Capacity
To evaluate the performance of activated biocarbons on the adsorption of phenol, the pH value (7), initial phenol 
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Global Challenges 2018, 2, 1800043 concentration (0.5 g L −1 , 50 mL) and contact time (4 h) were confirmed. In general, the adsorption capacity was associated with S BET . As shown in Figure 8 , the maximum adsorption capacity (201 mg g −1 ) was achieved with AB2-3-750. Moreover, AB2-1-750 with relatively low S BET had a higher adsorption capacity of 167 mg g −1 ( Figure 5) . It was attributed to microporous structures to host the adsorbed phenol molecules. The existence of surface carbonyl and pyrrolic-N groups may attract the phenol molecules onto the internal surfaces of biocarbons via the "π-π dispersion interaction" and "donor-acceptor effect." [30] 
Adsorption Kinetics
The adsorption equilibrium was also investigated for phenol removal by the activated biocarbons. As shown in Figure 6 , the activated biocarbons from RH can efficiently remove phenol from wastewater. The adsorption processes were completed through several minutes. Among them, AB2-1-750 and AB2-3-750 exhibited the highest adsorption rates and capacities for phenol removal. The adsorption capacity reached about 160 and 179 mg g −1 , respectively, only by 5 min. It was contributed to their excellent surface porosity properties along with higher specific surface areas. AB1-1-450 and AB2-0-750 had a similar S BET , but the adsorption capacity of the former was much higher than that of the latter (nearly two times). Also, AB1-1-450 exhibited more functional groups by pyrolysis at a lower temperature. It indicated that the functional groups such as OH and NH can enhance the adsorption process on the surface of biocarbon.
The Langmuir and Freundlich isotherm models have been widely applied to describe the adsorption behavior of phenol on activated carbons. [32] The linear fitting results of adsorption isotherms are depicted in Figure 7 and the parameters are given in Table S1 (Supporting Information). Herein, the Langmuir model ( Figure 7B ) can well describe the adsorption isotherms. Particularly, AB2-3-750 with relatively high correlation coefficient value (R 2 = 0.9991) indicated a monolayer adsorption behavior. [29] Both the increase of pyrolysis temperature and KOH activation enhanced the surface heterogeneity of biochars. [31] Currently, the adsorption kinetics were investigated by the pseudo-first-order (8) and pseudo-second-order (9) models. As shown in Figures 8 and 9 , R 2 indicated that the adsorption process of phenol onto the activated biocarbons could be well described by the pseudo-second-order model with a much larger R 2 than those of the pseudo-first-order model. The phenol molecules passed into the internal char surface through the liquid-film-controlled diffusion, so the behavior of the phenol adsorption onto activated biocarbons was mainly controlled via the chemisorption. [32] However, Zhang et al. [33] studied the behavior of phenol adsorption on the activated carbons. Thermal modification for activated carbons at 900 °C can result in the decrease of pore morphology and oxygencontaining functional groups (e.g., phenolic hydroxyl, lactone base, and carboxyl). The maximum adsorption capacity reached 144.93 mg g −1 . Since the pseudo-second-order kinetic and Langmuir model can fit the data well, the phenol adsorption on the modified activated carbons was an exothermic process and mainly via physisorption. [33] Since the activated biocarbons possessed a variety of functional groups on the inner and outer surfaces, the interaction of hydrogen bonds between phenol and functional groups can explain the adsorption process as well.
Conclusions
The activated biocarbons from RH were synthesized by one-and two-step pyrolysis. Two-step pyrolysis could produce a higher yield of activated biocarbon. At 750 °C, the yield of AB2-1-750 (19.4%) was much higher than that of AB1-1-750 (2.5%). The yield of activated biocarbon decreased with the increase of the mass ratio of KOH and biomass, which had a significant impact on developing surface area and porosity of carbon at different activation temperatures. Additionally, the activated biocarbon (e.g., AB2-3-750) had the highest specific surface area (S BET = 2138 m 2 g −1
) along with the micro-/mesoporous structures. The activated biocarbons can efficiently remove phenol from water. The adsorption process was completed by only a few minutes. In particular, the maximum adsorption capacity of 201 mg g −1 was achieved using AB2-3-750. It was attributed to the excellent surface porosity properties with higher surface areas. With regards to the phenol adsorption onto the activated biocarbons, the Langmuir models can well define the adsorption isotherms. AB2-3-750 with a higher correlation coefficient value (R 2 = 0.9991) indicated a monolayer adsorption behavior. Also, the adsorption process can be well fitted by the pseudo-second-order model (R 2 = 1). The phenol molecules passed into the internal surface through the liquidfilm-controlled diffusion. Therefore, the behavior of phenol adsorption onto activated carbon was mainly controlled via chemisorption. In addition, the functional groups on the outer surfaces of activated carbons can attract the phenol molecules onto their internal surfaces via the "π-π dispersion interaction" and "donor-acceptor effect."
Experimental Section
Feedstocks and Chemicals: The feedstock of RH was collected from a rice-milling factory in Jiangsu (China). The original RH was washed out by the distilled water to remove the impurities. Then, it was dried in an oven at 105 °C overnight. The clean RH was dry stored for further use. The properties of RH mainly including proximate analysis and ultimate analysis are shown in Table 1 . The chemicals including KOH (AR, >99.5%) and phenol (AR, >99%) were purchased from Sinophram (China).
Synthesis of Activated Biocarbons:
The pyrolysis experiments were conducted in a fixed-bed reactor mainly including a furnace coupled with an electric controller, a cooling system, a liquid collector, and a gas collection system. For the synthesis of activated biocarbon by onestep pyrolysis, RH blended with the solid KOH (10 g, mass ratio: 1) without milling was initially fed into the furnace. Before heating, N 2 was continuously introduced to the reactor with a flow rate of 1.0 L min −1 for 30 min to remove the air. The final temperature was controlled at 450 or 750 °C (heating rate: 20 °C min −1 ) with a retention time of 3 h to ensure the complete pyrolysis. As the entire process was finished, the products of char, oil, and gas were collected. The char was washed out by the distilled water till the pH value of the filtrate was close to 7. After that, the activated biocarbons with neutral properties were dried in an oven at 120 °C for 2 h. Finally, the dry activated biocarbons defined as AB1-1-450 and AB1-1-750 were measured by weighing and stored for further use.
For the two-step pyrolysis, RH (5 g) was pyrolyzed at 420 °C under the N 2 (heating rate: 20 °C min ; retention time: 3 h) to produce the biochar. After that, the biochar mixed with the solid KOH (mass ratio: 0, 1, and 3) without milling were activated in the furnace at 750 °C (heating rate: 20 °C min −1 ; retention time: 1 h). The activated biocarbons were washed out by the distilled water for several times till the pH value of the filtrate was 7. The activated biocarbons with neutral properties were dried at 120 °C for 2 h. Finally, the dry activated biocarbons defined as AB2-0-750, AB2-1-750, and AB2-2-750 were measured by weighing and stored for use.
Adsorption Tests and Kinetic Studies: The plenty of phenol solution (0.5 g L −1 ) was initially prepared for the adsorption experiments. For each test, the activated biocarbon (0.1 g) was used for adsorption of phenol (0.5 g L −1 , 50 mL) in the beaker (100 mL) at room temperature (≈20 °C). By magnetically stirring (1000 rpm) of the beaker for a designed time (5-480 min), the liquid and solid phases were separated by the vacuum filtration. And the supernatant liquid was sampled to determine its absorbance using the UV-visible spectroscopy. All measurements were made at a specific wavelength (269.5 nm) of phenol at 25 °C. Thus, the correlation between absorbance and the concentration of phenol was determined using the Lambert-Beer's law. Each test was conducted in triplicates and the average result was used.
The adsorption capacity (q e ) at equilibrium was determined using Equation ( 
The Langmuir (6) and Freundlich (7) model equations were used to fit the data to describe the adsorption equilibrium of activated biocarbons [34] 
